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(55) Hydrometallurgie; selektives Extraktionsmittel; 
2-(2'-Hydroxyphenyl)-1H-imidazole; 

2-(2'-Hydroxyphenyl)-1H imidazol N oxide; aromatische j 2 

Aldehyde; a Oxi.ninokotone R v 
(57) Die Erfindung betrifft ein Verfahren zur Herstellung von ~~ZZHT~ 
2-(2'-Hydroxyaryl)-1H imidazofderivaie.i der allgemeinen ^ \ 

Form el 

R' = Alkyl. Phenyl, subst. Phenyl, wie Alkylphenyl, 

Aikoxyphenyi | 
R J = H. Alkyl, Phenyl / X. y OH 

R = H t Hydroxy, Nitro. Alkyl, Alkoxy, Halogen \ ' 

X = N.N -O J | j 

Die 2 (2'-Hydroxyaryl)-1H-imidazolderivate konnen in der 
Hydrometallurgie bei der Flussig-Flussig-Extraktion als 
Extraktionsmittel fur die 3d Metalle, vorzugsweise fur 

upfer, Anwendung finden. Ziel der Erfindung ist es, 
einfach herstellbare und demzufolgs btilige neue 
Extraktionsmittel fur Kiipfer zu entwickeln. Der Erfindung 
liegt die technische Aufgabe zugrunde, ein Verfahren zur 
Herstellung von mit Kupfcrionen Chelate bildenden, in 
organischen Losungsmitteln gut loslichen Verbindungon 
unter Nutzung der technisch einfach zuganglichen 
a-Oximinoketone zu entwtckeln. ErfindungsgemaB wird die 
technische Aufgabe dadurch geldst, dafi a-Oximinoketone 
mit einem 2-HydroxyaryIaldehyd im aquimotaren Verhaltnis 
in einem geeigneten Losungsmittel In Gegenwart von 
Ammoniak bei Temperaturen von 60-100 °C und einer 
Reaktionszeit von 0,25-2 Stunden umgesetzt werden und 
das Reaktionsprodukt gegebenenfalls einer Reduktton 
unterworfen wird. Formel 
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Patentanspruch: 

1 . Verfahren zur Herstellung von 2-(2'-Hydroxyaryl)-1 H-imidazolderivaten der allgemeinen Formel 



gekennzelchnet dadurch, dafi a-Oximinoketone mit einem 2-Hydroxyarylaldehyd in einem 
geeigneten Losungsmittel in Gegenwart von Ammoniak bei Temperaturen von 60-1 00°C und einer 
Reaktionszeit von 0,25-2 Stuffden umgesetzt werden und das Reaktionsprodukt gegebenenfalls 
einer Reduktion unterworfan wird* 

2. Verfahren nach Anspruch 1, gekennzeichnet dadurch, dafc a-Oximinoketon und 
2-Hydroxyarylaldehyd im aquimolaren Verhaltnis eingesetzt werden. 

3. Verfahren nach Anspruch 1 , gekennzeichnet dadurch, daft die a-Oximinoketone in Form der 
isolierten reinen Produkte, aber auch in Form der Produktgemische der a-Oximierung 
(Isonitrosierung) von Phenylalkylketonen bzw. kernsubstituierten Phenylalkylketonen, eingesetzt 
werden. 

4. Verfahren nach Anspruch 1 , gekennzeichnet dadurch, da& der Ammoniak in Form organischer 
Ammoniumsalze, vorzugsweise Ammoniumacetat, eingesetzt wird. 

5. Verfahren nach Anspruch 1, gekennzeichnet dadurch, dafc das Reaktionsprodukt in gereinigtar 
Form oder als Rohprodukt mit dem System Fe/Eisessig oder Zn/Eisessig bei Temperaturen von 20 
bis 100°C reduziert wird. 

Hierzu 1 Seite Formeln 
Anwendungsgeblet der Erfindung 

Die Erfindung betrtf ft ein Verfahren zur Herstellung von 2-(2'-HydroxyarylM H-imidazolderivaten, die in der Hydrometallurgie 
bei der Flussig-Flussig-Extraktion als Extraktionsmittel fur die 3d-Metalle, vorzugsweise fur Kupfer, Anwendung finden konnen. 

Charakteristtk des bekannten Standes der Technik 

1 H-lmidazoi-N(3)-oxide sind nach Diels und Mitarbeiter (Ber. dtsch. chem. Ges. 51 [19181 965) durch Kondensation von 
a-Oximinoketonen mit Aldehyden in Gegenwart von Ammoniak oder mit Aldiminen dargestellt worden. Dieses Synt heseprinzip 
wurde durch Alien, F.J., und Allen, G.G. (Chem. Ind., London 44 11964) 1837) sowie Lettau, H. <Z. Chem. 10 (1970) 338) weiter 
verbessert. Dabei istdie Herstellung von2-(2'-Hydroxyaryl)-1 H-imidazot-Noxiden nach dem o.g. Synlheseprinzipnichtbekannt. 
Auch die Oberfuhrungdieser 2-(2'-Hydroxyaryl-)-1 H-imidazol-N-oxide in die 2-(2'-Hydroxyaryl-M H-imidazole durch Reduktion 
ist nicht bekannt. 



Zlot der Erfindung 

Ziel der Erfindung ist es, etnfach herstellbare und demzufolge billige neue Extraktionsmittel fur Kupfer zu entwickeln. 



Darlegung des Wesens der Erlindung 

Der Erfindung liegt die technische Aufgabe zugrunde, ein Verfahren zur Herstellung von mit Kupferionen Chelate bildenden, in 
organischen Losungsmitteln gut loslichen Verbindungen unter Nutzung der technicch einfach zuganglichen a-Oximinoketone zu 
entwickeln. 

ErfindungsgemaS wird die technische Aufgabe dadurch geldst, daB a-Oximinoketone mit einem 2-HydroxyarylaJdehyd im 
aquimolaren Verhaltnis in einem geeigneten Losungsmittel, vorzugsweise Ethanol, in Gegenwart von Ar snoniax bei 
Temperaturen von 60-1 00°C und Reaktionszeiten von 0,25-2 Stunden zu 2-(2'-Hydroxyary»)-1 H-imidazol-N-oxiden der 
allgemeinen Formel (X — N + -0-) 




R 

X 



R 
R 2 



Alkyl, Phenyl, subst. Phenyl, wie Alkylphenyl, Alkoxyphenyl 
H,Alkyl, Phenyl 

H, Hydroxy, Nitro, Alkyl, Alkoxy, Halogen 
N,N + -0- 
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H 1 = Alkyl, Phenyl, subst. Phenyl, wie Alky Iphenyl, Alkoxy phenyl 
R 2 = H, Alkyl, Phenyl 

R = H, Hydroxy, Nitro,Alkyl, Alkoxy, Halogen 



umgesetit wer den und die 2-(2'-Hydroxyaryl)-1 H-imidazol-N-oxide gegebenenf alls zum entsprechenden 2-(2'- HydroxyarylM H- 
imioazot (X - N) reduziert warden. 

Die o-Oximinoketono konnen in Form der isolierten reinen Produkte, aber euch in Form der Produktgemischo der a-Oximterung 
(Isonttrotwn nj) von Phenylalkylketonen bzvv. kernsubstituierten Phenylalkylketonen eingesetzt werden. So konnen zum 
Beispiel die Prodoktgemische Oder die isolierten a-Oximinoketone aus der Umsetzung von Ketonen wie Phenylmethylketon, 
PhenytothyUeton, Phenylpropylkoton, Phenylpentylketon usw. oder wie 4-Methylphenylpentylketon,4-Ethylphenylpentylketon, 
4-lsopropylphenylkMon usw. mil Alkylnitriten in Gegenwart von Chlorwasserstoff oder mit anderen a-Oximierungsreagenzien 
eingesetzi wer derv Als Aldehyde eignen stch 2-hydroxy-substituierte aromatische Aldehyde, wie z.B. Salicylaldehyd 
(2-Hydroxyberu*ld*hyd). ? Hydroxy -1 -n a ph thai deny d, o-Vanillin (2-Hydroxy-3-methoxybenzaldehyd) und andere. Der 
Ammoniak wird von 9*fh%f.erwoiso in Form organischer Ammoniums atze, vorzugsweise Ammoniumacetat, eingesetzt. Das aus 
der heiBen ReaktK>n*l6SMrtg Oder nach Abkuhlen ausfallende oder nach Entfernen des Losungsmittels erhaltene Rohprodukt 
wird durch Umkn>t«HiMlion gorcinigt. 

Die 2«(2'-Hydro*yeryl-M M tmtd*zol-N -oxide konnen durch Reduktion in die entsprechenden 2-(2'-Hydroxyaryl-)-1 H-imidazole 
uberfuhrt werdarv Deb* w*rd«n die 2-{2'-Hydroxyaryl-)-1 H-imidazol-N-oxide in Form der gereinigten Verbindung oder als 
Rohprodukt mil de*n System Fe/Eisessig (Essigsaure) oder Zn/Eisessig bei Raumtemperatur bis 100°C reduziert. Die Reduktion 
kann aber auch m* wx^to gebr atichlichen Reduktionssystemen erfolgen. Nach Abtrennung der anorganischen Bestandteile 
wirJ das Reakitontgemtftth mil Wasser verdunnt und das anfallende 2~(2'-Hydroxyaryl)-1 H-imidazol durch Umkristallisation 
gereinigt. 

Die 2-(2'-HydroiryarYt} 1 U-tfmd&role weisen gegenuber den entsprechenden 2-(2'-Hydroxyaryl)-1 H-imidazol-N-oxiden eine 
bessere Losltchteit «n o*bv AocHltchen organischen Losungsmitteln, wie Benzen, Toluen und Chloroform, auf. 
Die nach dem erfindungftgemMien Verfahren hergestellten 2-(2'-Hydroxyaryl)-1 H-imidazolderivate sind gut fur die Flusstg- 
Flussig-Extraktion der 3d Met* lie. insbesondere Kupfer, geeignet. Sie zeigen z. B. im pH-Bereich von 4-6,5 eine starke Selektivitat 
der Extr aktion fur Kupte* gegenuber Cobalt, Nickel und Zink. 



AusfOhrungtbelspM 

Nach dem erfindung*g#m*0«n Verfahren wurden die in Tabelle 1 aufgefuhrten Verbindungen analog Beispiel 1, 2, 3 oder 4 
hergestellt. Die Wert* der fci*r->entar analyse stimmtn «m Rahmen der ublichen Toleranzan von ±0,3% mit den berechneten 
Wert en uberein. 

Die Erfindung soli enHend der folgenden 0 Beispiele nSher erlautert warden: 
Beispiel 1 (Weg A) 

2'(2'-Hydroxy.3*-motho»>phonyl)-4-methyl-5-phenyl-l H-imidazol-N-oxid wird hergestellt, indem 0,1 mol VPhenytpropan-1,2- 
dion-2-oxim.0.1 rr ol ortho- Vanillin und 20 g Ammoniumacetat in 100ml Ethanol gelost und 2 Stunden lang am RuckfluBzum 
Sieden erhitzt werden Nach dem AbkOhlen wird das Losungsmittel entfernt und der anfallende Feststoff aus Ethylacetat 
umkristallisiert. Bezogen euf enalysenroine Substanz wurde 2-(2'-Hydroxy-3'-methoxyphenyl)-4-rnethyl-5-phenyl-1 H-imidazol- 
N-oxid ineiner AutbeuU von 80% d. Th. mit einem Schmelzpunkt von 190~195°C erhalten. 

Beispiel 2 (Weg B) 

2-(2' Hydroxy phenyl) ^4 -bufyf-V44*-ethy Iphenyl M H-imidazol-N-oxid wird hergestellt, indem zum Produktgomisch der 
o-Oximierung von 0.1 mol 4 tthytpnenylpentylketon, gelost in 100 ml Ethanol, 0,1 mol Salicylaldehyd und 20 g 
Ammoniumacetat geyetoen werden und 2 Stunden lang am Ruckf luB zum Sieden erhitzt wird. Nach Abkuhlen und Entfernen der 
fluchtigon 8estandt*ifte «m Vakuurn wird dc zuruckbleibende Feststoff aus Butylacetat umkristallisiert. Bezogen auf eingesetztes 
Keton betragt die AusOeute *n ?-(r-Hydroxyphenyl)-4-butyl-5-{4'-ethylphenyl)-1 H-imidazol-N-oxid 60% d.Th. mit einem 
Schmelzpunkt von 19*-2U1*C. 

Beispiel 3 (Weg C) 

2-(2'-HydroxyphenyO*4-f%#tnyl-5-phenyl-1 H-imidazol wird hergestellt, indem 10g 2-(2'-Hydroxyphenyl)-4*methyl-5-phenyl-1 H- 
imidezol-N-oxid in 100ml Ettesstg geldjt und portion sweis? mit 10,5g Fe-Pulver versetzt werden, wobei eine sturmische 
Gasentwicklung etoMtn jAd skh das Reaktionsgemisch rotviotett f arbt. AnschlieBend erhitzt man 30 Minulen auf 1 00°C, f iltriert 
die anorganischen Be*u«dtetle von der hei&en Reaktionslosung ab und lafit das Reaktionsgemisch abkuhlen, wobei ein Teil des 
Zielproduktes als Feststoff euttelrt. Weiteres Produkt erhalt man naco Vordunnen des Reaktionsgemisches mit Wasser. Das 
anfallende 2-(2'-Hydro*yphenyJ) 4 methyl-5-phenyM H-imidazol wird aus Methanol umkristallisiert (Schmelzpunkt 220 bis 
221 °C) und in einor Ausbeute von 90% d. Th. erhalten. 
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Boispfel4(Weg O) 

2-(2'-HydroxyphenylM-decyl-5-phenyl-1H-imidazol wird hergestelit, indem zum Produktgemisch der a-Oximierung von 0,1 mol 
Phenylundecylketon, geldst in 100mi Elhanol, 0,1 mol Salicylaldehyd und 20g Ammoniumacetat gegeben werden und 
2 Stunden lang am RGckfluS 2um Sieden erhitzt whd. Nach Abkuhlen und Entfernen des Losungsmittets wird das 
Produktgemisch in 100g Eisessig gelost, mit 33g Zn-Staub versetzt und anschlicBend auf 1 00°C erhitzt. Nach 3 Stunden werden 
die anorganischen Bestandteile durch Filtration der hei&en Losung abgetrennt und nach Abkuhlen das Peaktionsgemisch mit 
walSrtgem Ammoniak neutralisiert. Dabei scheidet sich ein zahes 6l ab, welches anschlieBend saulenchromotographisch uber 
neutralem Al a 0 3 mit Toluen oder einem Gemisch Toluen/Heptan (50:50) als Elutionsmittel gereinigt wird. Das so erhaltene 
Produkt wird aus n-Heptan umkristallisiert. Bezogen auf eingesetztes Keton wurde analy senreines 2-(2'-Hydroxyphenyl)-4-decyl~ 
5-phenyM H-imidszol in einer Ausbeute von 35% d. Th. mit einem Schmelzpunkt von 80-81 °C erhalten. 

Belsplel5 

Ein synthetisches Gemisch von Kupfer-, Cobalt-, Nickel- und Ztnksulfat mit einer Gesamtkonzentration von 0,02 mol/l, bei einer 
Einzelkonzentration jedes Metallsalzes von jeweils O.OOSmoiyi, wird mit einer 0,05 M Losung von 2-(2'-Hydroxyphenyl)-4-butyl-5- 
(4'-ethylphenyl)-1H imidazo|.N-oxid in Chloroform imPhasenverhaUmsV w „ Mf /V W0 = 1/1 extrahiert. Dabei wird bei pH = 5,2Cu 
zu 70% gegenuber Zn < 5%, Co und Ni < 3% in die organische Phase uberfuhrt. 



Belspiel6 ..... . 

Ein synthetisches Gemisch von Kupfer-, Cobalt-, Nickel- und Zinksulfat mit einer Gesamtkonzentration von 0,02 mol/l, bei einer 
Einzelkonzentration jedes Metallsalzes von jeweils 0.005 mol/l, wird mit einer 0,05 M Losung von 2-(2'-Hydroxypheny IM-decyl-5- 
phenyMH-imidazol in Chloroform im Phasenverhaltnis V w ..„,/V„ (|l . = 1/1 extrahiert. Dabei wird bei pH = 6,2Cu quantitativund 
Zn < 10%, Ni < 5%, Co < 3% in die organische Phase uberfuhrt. 

Tabelle 1 : 2(2'-Hydroxyeryl)-1 H-imidazolderivate der allgemeinen Formel 

R2 



R 1 

r 



v 



OH 



Nr.(Weg) 


R' 


R 2 


R 


X 


Fp.ro 


Ausbeute 










(LM) 


(%d.Th.) 


1(A) 


Me 


C 6 H 6 


H 


N-CT 


258-261 


87 










(EtOH) 




2(A) 


C 6 H 6 


H 


H 


N"-0" 


225-228 


25 








(MeOH) 




3(A) 


C*H S 


Me 


H 


N'-O" 


234-236 


82 








(BuOAc) 




4(A) 


C 6 Hs 


Me 


3-OMe 


N*-0" 


199-201 


58 








(MeOH) 




5(B) 


C 6 H 5 


Et 


H 


N'-O" 


242-245 


50 








(MeOH) 




6(B) 


C 6 H 5 


C 4 H 9 


H 




258-261 


75 








(tiOAc) 




7(B) 


CsHs 




H 


N + -cr 


131-1 33 B> 


30 








(Ether) 




8(A) 


4-Me-C 6 H« 


Me 


H 


N*-0" 


221-222 


83 








(MeOH) 




9(B) 


4-Me-C 6 H 4 


C4H9 


H 


N + -0~ 


213-215 


57 








(MeOH) 




10(B) 


4-Et-C 6 H 4 


C4H9 


H 


N + -0" 


199-201 


60 








(BuOAc) 




1KB) 


4-i-Pr-C 6 H 4 


C 4 H9 


H 


N^-O" 


161-165 


40 








(MeOH) 




12(B) 


C 6 H S 


CsHt7 


H 


N + -0" 


01 


70 


13(B) 


C 6 H 5 


C)oH 2 i 


H 


N+-0" 


6l 


70 


14(A) 


C 6 H 6 


Me 


4-OH 


N + -0~ 


>230(Z) 


60 



a) liegt als Monohydrat vor 
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Tabelto 1: 2-{2'-Hydroxyaryl)-lH-imidazolderivate dor allgemeinen Formel 




UN _ X 




Nr. (Weg) 


R 1 




R 


X 


Fp.ro 

(LM) 


Ausbeute 
(%d.Th.) 


15(A) 


C 6 H 5 


Me 


C 4 H/» 




243-245 (Z) 
(EtOH) 


75 


16(A) 


CuHuO/* 


C10H21 


H 




159-165 
(EtOAc) 


80 


17(C) 




Me 


H 


N 


220-221 
(MeOH) 


90 


18(D) 


C 6 H 6 


Ct 0 H 2 t 


H 


N 


80-81 
(n-Heptan) 


35 


19(C) 


C ft H 6 


Et 


H 


N 


184-186 
(EtOH) 


90 



b) 5,6-ankondensterter Sentencing, eingesetzier Aldohyd: 2-Hydroxy-l-naphthaldehyd 

c) (5'-Melhyl-2'-pheny!carbonyloxy)-phenyl-Rest 



.299059A5_I_> 




) 299059A5J_> 



• 1 



® 



Europaisches Patentamt — 
European Patent Office 
Office eu rope en des brevets 




(Tj) Publication number: 0 513 966 A2 

EUROPEAN PATENT APPLICATION 



(?T) Application number : 92301575.4 
@ Date of filing : 25.02.92 



© Int. Cl. 5 : C07D 235/20, C22B 3/16, 
C07D 487/04 



(30) 


Priority : 01.03.91 GB 9104395 




Inventor : Quan, Peter Michael 








23 Hawthorn Road 


© 


Date of publication of application : 




Rochdale, Lancashire (GB) 




19.11.92 Bulletin 92/47 




Inventor: Thorp, Derek 








21 Salisbury Avenue, Hop wood 


(M> 


Designated Contracting States : 




Heywood, Lancashire (GB) 




BE DE ES FR GB IT NL PT 




Inventor : Dalton, Raymond Frederick 








5 Acre Lane 




Applicant . IMPERIAL CHEMICAL 




Cheadle Hulme, Cheshire (GB) 


INDUSTRIES PLC 








Imperial Chemical House, Millbank 


Representative : Pugsley, Roger Graham et al 




London SW1P 3JF (GB) 


ICI Group Patents Services Dept PO Box 6 






Shire Park Bessemer Road 








Welwyn Garden City Herts, AL7 1HD (GB) 



(5) Bift-bfeenzJmidazole composition. 

(57) A composition of bibenzimidazoles of the Formula (I) : 

A. ... X 



( I ) 



CO 
CD 
O 

CO 

T— 

to 

o 

Q. 
LU 



wherein 
X & Y 

which may be the same or different and, taken together, contain a total of from 12 to 52 saturated 
carbon atoms, are (a) each selected from -R, -COR, -CH 2 COOR, -CH(COOR) 2 and -COOR ; or (b) together 
form a group selected from 



-CO 



and 



-CH-R 



-CO 

i 

-CH-COOR 



-CO 
I 

CH-COOR 
I 

-CO 
wherein 
R 

is an optionally substituted hydrocarbyl group, 
A & B 

taken together with the two carbon atoms to which they are linked form an optionally substituted 
benzene ring ; and 
C & D 

taken together with the two carbon atoms to which they are linked form an optionally substituted 
benzene ring ; 

characterised in that at least 50% by weight of the bibenzimidazoles in the composition are of Formula 
(") 
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(II) 



X Y 

wherein 
X and Y 

are as hereinbefore defined ; 
T, U, V & W 

which may be the same or different, are H, R 1 or OR 1 provided at least one of T, U, V & W is R 1 or OR 1 * 

and R 1 

is Ci 6 -alkyl ; 

which are suitable for use in the extraction of zinc from aqueous solutions of zinc in the presence of 
other metals. 
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The present invention relates to a composition of bis- bibenzimidazoles and their use in the extraction of 
metals from aqueous solutions of metal salts. 

The use of solvent extraction techniques for the hydrometallurgical recovery of metals from metal ores has 
been practised commercially for a number of years. Thus, copper can be recovered from oxide ores or from 
5 ore tailings by treating the crushed ore with dilute sulphuric acid to give an aqueous solution of copper sulphate 
which is subsequently contacted with a solution in a water-immiscible organic solvent of a metal extractant 
whereby the copper values are selectively extracted into the organic phase. 

The application of solvent extraction techniques to aqueous solutions containing halide anions however 
has presented numerous technical problems. More specifically copper bearing sulphur-containing ores such 
10 as chalcopyrite may be leached using ferric chloride or cupric chloride solutions, but the selective solvent ex- 
traction of the resultant leach solutions presents formidable difficulties. The recovery of zinc by solvent extrac- 
tion from halide-containing solutions such as those derived from sulphur-containing ores by chloride leaching 
has also been proposed (see for example, G.M. Ritcey, B.H.Lucas and KT.Price, Hydrometallurgy, 1982, 8, 
page 197). However, known extractants for zinc (for example organophosphorous compounds such as tributyl 
is phosphate) generally show a poor efficiency of metal recovery and a poor selectivity for zinc over the iron pres- 
ent in such leach solutions 

EP 1 961 53A discloses certain bi-imidazole derivatives, including bi-benzimidazole derivatives, and their 
use as extractants of metals from halide-containing solutions. These extractants are effective for the extraction 
of zinc from halide solutions. However, the bi-imidazole derivatives extract a substantial proportion of both cop- 
20 per and zinc and hence do not show a useful selectivity for zinc relative to copper. The bi-benzimidazole der- 
ivatives are more selective but the proportion of zinc extracted from the aqueous phase is relatively low, par- 
ticularly with the composition of Example 6 which is a mixture of compounds containing two methyl groups in 
various positions on the peripheral benzene rings. 

It has now been found that bibenzimidazoles having certain substituents at the 5, 5', 6 and/or 6' positions, 
25 and compositions containing-a high proportion of such compounds are significantly better metal extractants 
than the corresponding compounds in which the 5, 5', 6 and 6' positions are unsubstituted. 

According to a first aspect of the present invention there is provided a composition of bibenzimidazoles of 
the Formula (I): 



30 



35 



A X;>-<;X C ( 1 > 

B M v , H D 



wherein 

X & Y which may be the same or different and, taken together, contain a total of from 12 to 52 saturated 
40 carbon atoms, are (a) each selected from -R, -COR, -CH 2 COOR, -CH(COOR)2 and -COOR; or (b) 

together form a group selected from 

-CO -CO a -CO 

I | and 

45 CH-COOR ' I 

j -CH-R -CH-COOR 

-CO 

wherein 

so R is an optionally substituted hydrocarbyl group; 

A & B taken together with the two carbon atoms to which they are linked form an optionally substituted ben- 
zene ring; and 

C & D taken together with the two carbon atoms to which they are linked form an optionally substituted ben- 
zene ring; 

55 characterised in that at least 50% by weight of the bibenzimidazoles in the composition are of For- 

mula (II): 



3 
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(ii) 



X Y 

wherein 

X and Y are as hereinbefore defined; 

T. U. V & W which may be the same or different, are H p R 1 or OR 1 provided at least one of T, U, V & W is 

R 1 or OR 1 ; and 
and R' is Chalky!. 

The optional substituents on the benzene ring formed by A and B or C and D include C^-alkyl, especially 
methyl and Ct-«-alkoxy, especially methoxy. 

It is preferred that at least 75%, and more especially at least 90%, of the bibenzimidazoles in the compo- 
sition are of Formula II. 

According to a second aspect of the present invention there is provided a composition comprising a com- 
pound of formula (Ila) and a compound of formula (lib) in a weight ratio of at least 3 to 1 . respectively. 




(Ila) 



(Mb) 



wherein 

Q\ Q 2 , Q 3 and Q 4 are each independently H, alkyl or alkoxy; 
X and Y are as hereinbefore defined; and 

one of the groups represented by Q 5 and one of the groups represented by Q 6 are each methyl and all 
remaining groups represented by Q 5 and Q 6 are H; 
provided that at least one of Q\ Q 2 , Q 3 and Q 4 is alkyl or alkoxy. 

It is preferred that said weight ratio of the compound of Formula (Ila) to the compound of Formula (lib) is 
at least 5:1, more preferably at least 10:1, especially at least 50:1. 

In the compound of Formula (Ila), it is preferred that at least two of Q 1 , Q 2 , Q 3 and Q 4 are alkyl or alkoxy 
because such a compound is a particularly powerful metal extractant. In another preferred compound of For- 
mula (Ila) Q 1 . Q 2 , Q 3 and Q 4 are each independently alkyl or alkoxy. 

The preferred alkyl or alkoxy groups represented by Q 1 , Q 2 , Q 3 or Q 4 are respectively (^.^alky! or C,^- 
alkoxy, especially methyl or methoxy. 

Compositions comprising compounds of formula (Ila) which are free, or substantially free, from any com- 
pound of formula (lib) are included in the second aspect of the present invention. 

In the compounds of the present composition, the group R is preferably alkyl, alkylaryl, aralkyl, or cycloalkyl, 
each of which may be substituted by a group which does not adversely affect the solubility of the compounds 
in the non-polar organic solvents used in solvent extraction processes. Examples of suitable substituent groups 
include alkyl, alkoxy and cycloalkyl, especially those containing up to 8 carbon atoms, and halogen. It is further 
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preferred that each R is branched alkyl, especially branched C^-afkyl, provided that X & Y, taken together, 
contain from 12 to 52 saturated carbon atoms. As X and Y in Formulae (I) & (II) or (Ha) and (lib) may be the 
same or different, they may contain different R groups. 

It is preferred that X & Y are the same and that each is -COOR. It is especially preferred that X & Y are 
5 both -COOR wherein R is a branched chain alkyl group containing from 8 to 24 carbon atoms. Improved sol- 
ubility in the relevant non-polar organic solvents is often displayed where groups represented by R in the same 
molecule or in different molecules within the composition are isomeric alkyl groups with different patterns of 
branching. 

It is further preferred that each R is a branched primary alkyl group. The term "branched primary alkyl group" 
10 is used herein to mean a branched alkyl group bearing two hydrogen atoms on the carbon atom linked to the 
oxygen atom in the group -COOR. Compounds of Formula (II) and (Ha) and compositions containing a high 
proportion of such compounds, in which each group R is a branched primary alkyl group have been found to 
exhibit a high affinity for zinc and enhanced selectivity against acid transfer and the transfer of undesired metals 
Branched primary alkyl groups R are conveniently derived from commercially available mixtures of branch- 
es ed aliphatic alcohols manufactured by the 'Oxo' process or from branched alcohols prepared by the Guerbet 
and Aldol condensations. Such Guerbet alcohols are primary alcohols characterised by branching at the pos- 
ition beta to the hydroxy) group and have the Formula (III): 



20 



25 




(HI) 



wherein R 2 and R 3 are both alkyl groups and one of the groups R 2 and R 3 contains two fewer carbon atoms 
than the other one of groups R 2 and R 3 . 

30 The Guerbet alcohols generally comprise a mixture of compounds of Formula (III) which differ in the chain 

length or branching pattern of R 2 and/or R 3 , each of which may be straight or branched chain alkyl groups. A 
mixture of highly branched primary alcohols may be obtained by Guerbet or Aldol condensations of mixtures 
of alcohols and aldehydes respectively. Good solubility in organic solvents, especially the hydrocarbon solvents 
which are generally used in a commercial solvent extraction process, is conferred on the bibenzimidazole com- 

35 pounds of the present compositions when each group R is derived from decanol, tridecanol or a commercial 
isooctadecanol. If the group R is derived from a commercial isooctadecanol, this is conveniently isooctadecanol 
obtained by the aldol dimerisation of commercial nonanol and believed to consist essentially of a mixture of 
geometrical isomers of the compound of Formula (IV): 

40 

CH 3 -C(CH 3 ) 2 -CH 2 -CH-CH 3 

C-(CH 2 OH) (IV) 
CH 3 -C(CH 3 ) 2 -CH 2 -CH(CH 3 )-CH 2 -CH 2 

45 

Guerbet alcohols may be used directly to form the group -COOR by reaction to form a chloroformate der- 
ivative which is then reacted with a 2,2'-bibenzimidazole having no substituents in the 1,1 '-positions. Alterna- 
tively, the alcohols may be oxidised to carboxylic acids and thence converted to the corresponding acid chloride 
to introduce a group -CO.R, for example by reaction with a 2,2'- bibenzimidazole as described hereafter. How- 
50 ever, when the Guerbet alcohol is oxidised to the corresponding carboxylic acid, the derived alkyl group R will 
be a branched secondary alkyl group rather than a branched primary alkyl group as present in the Guerbet 
alcohol of Formula (III). 

When two of T, U, V & W are R 1 or OR 1 , these may be in the same benzene ring but are preferably in different 
benzene rings. It is preferred that each benzene ring in the bibenzimidazole of Formula (II) or (Ha) carries one 
55 or two substituents, i.e. that at least one of T & V and at least one of U & W is a group R 1 or OR 1 and more 
especially R 1 . It is preferred that R 1 is C^-alkyl, especially methyl. Although preferred compounds of Formula 
(II) or (lla) have at least one substituent on each benzene ring, the compounds of Formula (II) or (Ha) may have 

5 
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one, two, three or four substituents of this type. Typically the present composition comprises a mixture of iso- 
meric or homologous compounds which differ in respect of the location of the substituent, or substituents, R 1 
and OR 1 on the benzene rings. 

Examples of preferred dimethyl compounds of Formula (II) or (Ha) are: 

5 1,1'-bis(tridecyloxycarbonyl)-5(6),5 / (6')-dimethyl-2,2'-bibenzimidazole; 

1 ,1 '-bis(isodecyloxycaroonyl)-5(6),5'(6')-dimethyl-2,2'-bibenzimidazole; and 
1,1'-bis(isooctadecyloxycarbonyl)-5(6),5'(6')-dimethyl-2,2'>bibenzimidazole 

A compound of Formula (II) or (I la) in which at least one of T, U, V and W is OR is new and forms a sub- 
feature of the present invention. 

10 A compound of Formula (II) or (Ha) in which each of T, U, V & W is a substituent, R 1 or OR 1 is new and 

form a sub-feature of the present invention. Examples of preferred tetra-methyl compound types are: 
1 , 1 '-bis(tridecyloxycarbonyl)-5,6,5\6'-tetramethyl-2,2'-bibenzimidazole; 
1,1'-bis(isodecyloxycarbonyl)-5,6,5',6'-tetramethyl-2,2'-bibenzimidazole; and 
1 ,1'-bis(isooctadecytoxycarbonyl>-5,6,5',6'-tetramethyl-2,2' bibenzimidazole. 

15 2,2'-Bibenzimidazole compounds and compositions for use in the preparation of the present compounds 

and compositions may be prepared by reaction of an o-phenylenediamine carrying appropriate substituents in 
the 4- or 4- and 5-positions, with an appropriate oxalic acid derivative. Suitable oxalic acid derivatives include 
trichloroacetonitrile or methyl trichloroacetamidate (see Holan, Ennis and Hinde, J. Chem Soc (London), (C) 
1967 page 20). 

20 The compounds and compositions of Formulae (I), (II), (Ha) or (lib) may be prepared by reaction of such 

2,2'-bibenztmtdazote with appropriate alkyl or acyl haitdes or alkytchloroformates to introduce the X and Y. 

The present compounds and compositions (hereinafter referred to as ' , extractants , *) are suitable for extract- 
ing metals from aqueous solutions containing metal salts by contacting the aqueous solution with a solution of 
the compound or composition in a water-immiscible organic solvent. 

25 The present extra eta nts are especially useful for the extraction of metals from aqueous solutions of metal 

salts containing halide or pseudo halide anions. The term -pseudo halide" is used herein to mean anions derived 
from compounds which show a resemblance to the halogens in their reactions and in the properties of their 
anions. Examples of such compounds are cyanogen, oxy-, thio- and sele no- cyanogen and the azide radical. 
The metal salts present in the aqueous solution may be salts of zinc, iron, copper, lead or cadmium. The 

30 present extracts nts are especially suitable for the extraction of zinc from liquors containing zinc salts. 

Thus, the extraction process using an extracts nt according to the present invention may be used to extract 
any metal, especially zinc, capable of forming a stable halide- or pseudo halide- com pi ex with the bibenzimida- 
zole compound in a water-immiscible organic solvent from an aqueous solution containing the desired metal 
and a second metal which does not complex or only weakly complexes with the extra ctant in the form of its 

35 halide or pseudohalide. Examples of second metals include iron, lead, and cadmium. The extraction process 
is especially suitable for the solvent extraction of zinc from an aqueous solution obtained by the halide or pseu- 
dohalide leaching of sulphur containing ores of zinc, especially the complex sulphide ores. In general, such 
ores, especially in the case of 'complex' ores contain zinc in combination with other metals, especially lead 
and/or copper in relative proportions which vary from ore to ore. In the case of a solution obtained by leaching 

40 a complex ore containing both copper and zinc, it is convenient to recover both the copper and the zinc in suc- 
cessive processing stages from the leach solutions. More specifically, copper may be recovered from the leach 
solution by solvent extraction and the raffinate from this process may be treated in a separate solvent extraction 
process for the recovery of zinc. Typically, the present extracts nt is used in the zinc extraction stage and another 
solvent extractant, such as a compound disclosed in EP 57,797 A, is used in the copper extraction stage. 

45 Leaching of the ore can be effected using any suitable technique including, but not limited to, ferric chloride 

leaching, direct chlorination or oxidation in the presence of sodium chloride. 

The present extraction process may be incorporated into a wide variety of different methods for the overall 
recovery of metals from their ores or from other metal-bearing sources. Details of these methods will vary de- 
pending on the metal concerned and the nature and composition of the leach solution. By way of example, an 

so integrated process which is especially suitable for leach solutions containing high levels of cupric ion is descri- 
bed in EP 57,797 A. 

The present extractants are especially useful for the recovery of zinc by solvent extraction. Thus the present 
extactants in general have a high affinity for zinc and in general this is combined with an excellent selectivity 
for zinc over acid and iron which are inevitably present in the leach solution, especially when ferric chloride is 
55 used as leachant However, compounds which have a high affinity for zinc may also have a significant affinity 
for copper, and such compounds are not truly selective for zinc in the presence of high levels of copper. This 
is not a significant disadvantage in commercial operation, even when it is desired to recover zinc from a solution 
containing both copper and zinc, since the recovery of zinc generally takes place after the bulk of copper has 
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been removed, for example in a first solvent extraction stage. If the presence of more than a small amount of 
copper in the aquous solution containing the zinc (such as 1%, 0.01% or even 0.005% w/v) is likely to have a 
deleterious effect on the extraction and recovery of zinc, it is desirable to remove any residual copper remaining 
in the aqueous solution to a level at which the deleterious effect does not occur (by, for example, cementation 
of the copper using a metal such as zinc or iron) and to treat the essentially copper-free aqueous solution by 
solvent extraction to recover the zinc. 

The zinc solvent extraction circuit may be similar in design to that proposed in EP 57797A for the recovery 
of copper from halide-containing solutions by solvent extraction. Thus, in a circuit for the recovery of both copper 
and zinc from the aqueous leach solution derived from the leaching of a sulphur-containing ore with for example 
ferric chloride, the aqueous low-copper raffinate from the copper solvent extraction stage will contain zinc, iron 
and halide ion (for example, Zn: 35 to 60 gdnr 3 ; Fe: 70 to 120 gdrrr 3 and Cl~: 3.5M to 6.0M; and HCI: 5 
gdnrr 3 ) and preferably <0.01 % w/v copper. This feed to the zinc circuit may be contacted with a solution of the 
present extractant in a water immiscible organic solvent into which the zinc is extracted. The loaded organic 
phase solution is contacted with an aqueous strip solution, which may optionally contain zinc and halide ion, 
such that at least a proportion of the zinc transfers into the aqueous strip phase. The stripped organic phase 
is returned to extract more zinc, and the loaded aqueous strip solution is passed to a zinc recovery stage, typ- 
ically an electrowinning stage. The electrowinning stage may produce metallic zinc and chlorine gas (see 'Zinc 
Electrowinning from Chloride Electrolyte' by D.J.MacKinnon and J.M.Brannen; Mining Engineering April 1982, 
p 409) which may be used to regenerate the ferric chloride leachant, now reduced to ferrous chloride. Alterna- 
tively an internal regeneration of the leachant may take place in a split cell without the generation of free chlorine 
gas. The aqueous stream from the electrowinning stage, depleted of zinc and chloride ion, is returned to the 
strip stage to act as the aqueous strip solution, thereby completing the zinc extraction circuit 

The extraction step is conveniently effected at ambient temperature, for example 15°C to 25°C. However, 
the effectiveness of stripping is enhanced at elevated temperatures, for example 40°C to 80°C, and it is ad- 
vantageous to effect the stripping operation at a higher temperature, conveniently 60°C to 65°C. 

An extraction process using the present extractant may be represented by an equation such as the follow- 
ing: 

+ + 2Cr aq ^ (LMCI 2 ) onj 

wherein 

M is a divalent metal ion such as zinc; 

L is the extractant; and (LMCI 2 ) is the solvent soluble complex of metal and extractant 
Although this equation is an oversimplified representation of a very complex process and should not be 
taken as in any way limiting the scope of the present invention, it serves to illustrate the formation of a neutral 
organic phase complex of the divalent metal and the extractant (L). Under certain extraction conditions there 
is evidence that the extracted complex has the formula (LMCI 2 ) 2 . This process is believed to predominate in 
the extraction process using the present extractant The equation fllustrates the reversible nature of the extrac- 
tion process, whereby the complex of the metal and the extractant in the organic phase can be stripped on con- 
tact with an aqueous solution from which the metal and halide ion can be removed in a subsequent electro- 
winning stage. 

A further property which is of importance for the present extraction process is the absence of significant 
protonation of the extractant by the acidic leach liquor. Such protonation may be represented by the equation: 

Lorg + H% + Cl" aq ^ (LH+CI-)^ 

wherein 

L is the extractant; and 
(LH + CI~) is the solvent soluble protonated extractant 

Such protonation of an extractant carries hydrochloric acid, or metals which can form a complex chloro anion, 
into the organic phase and thereby reduces selectivity at the extraction and strip stages. This problem is par- 
ticularly acute with zinc which is believed to promote such acid transfer. However, the present extractant does 
not exhibit this effect to any significant extent, combining a high affinity for zinc with a low degree of protonation. 

EP 1 961 53A discloses the use of bMmidazole derivatives for the extraction of zinc from aqueous solution. 
The bi-imidazole extractant described in Example 1 of EP 196153A was shown to extract at least 97% of the 
zinc from the aqueous feed solution, but has been shown to form a strong complex with zinc from which the 
zinc is not readily stripped when the organic phase is contacted with an aqueous strip solution. On the other 
hand, although none of the bi-benzimidazole extra eta nts described in Examples 2 to 6 of EP 1 96, 153A extracts 
as much as 40% of the zinc from the aqueous feed solution, the resulting complexes are not of such a strength 
so that the zinc is readily stripped from the organic phase into the aqueous strip solution. Thus, all the extrac- 
tants disclosed in EP 196,153A have deficiencies either in terms of extraction or stipping effeciciency. 
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The extractant of Example 6 of EP 196.153A contains methyl substituents in the benzene ring and extracts 
no more than 20% of the zinc into the aqueous phase. As this extractant was prepared from a mixture of methyl- 
1 ,2-diaminobenzenes having 33% of the methyl groups adjacent to one of the amino groups, a substantial pro- 
portion of the methyl substituents will be in the 4- or 7- positions on the benzene rings of the resulting mixture 
5 of bibenzimidazoles. 

We have found that the present extractants extract more zinc than the bibenzimidazoles of Examples 2-6 
of EP 196.153A and, furthermore, that the extracted zinc is more readily stripped from the organic phase than 
is the case with the bi-imidazole compound of Example 1 of EP 196153. Thus, the present extractants are es- 
pecially useful for the solvent extraction of zinc from commercially available solutions. 

w As Blustrated by the following Examples, the present extractants provide a range of properties so that a 

suitable extractant may be selected for use with a given aqueous feed solution. The properties of the present 
extractants may be modified by mixing them together of by mixing them with one or more other extractants, 
especially with one of the bi-benzimidazole extractants disclosed in EP 196.153A. Thus, a 5,6,5',6'-tetrame- 
thylbibenzimidazole compound in accordance with the present Invention may be used together with the corre- 

15 sponding bibenzimidazoie compound containing no benzene ring substituents, such compounds being dis- 
closed in Examples 1 to 5 of EP 196153. The properties of this mixture may be adjusted by varying the relative 
proportions of the two extractants. 

The extraction process may be effected using a solution of the present extractant in a water-immiscible 
organic solvent. Examples of suitable water-immiscible organic solvents are aliphatic, aromatic and alicyclic 

20 hydrocarbons, chlorinated hydrocarbons such as perchloroethylene, trichloroethane and trichloroethylene. 
Mixtures of solvents may be used. Especially preferred in conventional hydrometallurgical practice are mixed 
hydrocarbon solvents such as high boiling, high flash point petroleum fractions (for example kerosene) with 
varying aromatic content In general, hydrocarbon solvents having a high aromatic content, for example ARO- 
MASOL H which consists essentially of a mixture of dimethyl benzenes and commercially available from Im- 

25 perial Chemical Industries PLC (AROMASOL is a trade mark) or SOLVESSO 1 50 commercially available from 
Esso (SOLVESSO is a trade mark), provide a higher solubility for the extractant and its metal complex, whilst 
kerosene having a relatively low aromatic content, for-example ESCAID 1 00 which is a petroleum distillate com- 
prising 20% aromatics, 56.6% paraffins and 23.4% naphthenes commercially available from EXXON (ESCAID 
is a trade mark) may in certain cases improve the hydrometallurgical performance of the extractant. The use 

30 of a solvent having a low aromatic content may be preferred on environmental and toxicological grounds. Fac- 
tors influencing the solubility of the extractant and its metal complex are complicated, but in general extractants 
having highly branched substituents and/or an isomeric mixture of substituents have comparatively high solu- 
bility in hydrocarbon solvents. The concentration of the extractant in the water- immiscible organic solvent may 
be chosen to suit the particular leach solution to be treated. Typical values for the concentration of the present 

35 extractants in the organic phase are from 0.05M to 2M, preferably from 0.1M to 1.0M, and especially from 0.1M 
to 0.5M, in the organic solvent. 

The invention is illustrated by the following Examples in which all parts and percentages are by weight un- 
less otherwise stated. 

40 EXAMPLE 1 

The preparation of 1,1'-bis(tridecyloxycarbonyl)5,6 f 5',6'-tetramethyl-2,2'-bibenzimidazole. 
4,5-Dimethyl-1,2-diaminobenzene (68.7 g) was dissolved in methanol (450 cm 3 ) by warming to 35°C. The 
solution was stirred while methyl 2,2,2-trichloroacetimidate (44.1g) was added cautiously. During the addition 

45 of the methyl 2,2.2-trichloroacetimidate there is an induction period, following which the reaction can occur vi- 
olently and hence not more than 10g of the methyl-2,2,2-trichloroacetimidate was added before a rise in tem- 
perature indicated that the induction period was over. The addition of the acetamidate was then continued at 
such a rate that, with the assistance of external cooling, the reaction temperature was maintained at about 40°C. 
The mixture was allowed to cool, stirred at 25°C for 18 hours, and then diluted with water (1 dm 3 ) and filtered. 

so The collected solid was washed with water (700 cm 3 ) and dried over anhydrous calcium chloride at 30°C to 
40°C and a pressure of 20 mm of mercury to give 64. 1 g of a solid product The sol id was purified by continuous 
extraction with ethanol in a Soxhlet extractor. A crystalline solid precipitated in the extract and was collected 
and dried over anhydrous calcium chloride as previously described to give a yield of 23.8g of solid. The solid 
proved to be the mono hydrochloride of 5,6, 5',6'-tetramethyi-2,2'- bibenzimidazoie by analysis and proton NMR 

55 spectroscopy. 

Found: C, 65.9; H, 5.5; N, 16.5; a, 1 1 .0% 

Calculated for C 18 H 19 N 4 CI: C, 66.2, H. 5.8; N, 17.1; CI, 10.9% 

The structure was confirmed by measurement of the proton NMR spectrum using a solution in trifluoroacetic 
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acid with tetramethylsilane as an internal standard. This showed peaks at (delta-value, multiplicity, number of 
protons and assignment given) 

2.56, singlet, 12, CH 3 -Ar; 
7.80, singlet, 4, H-Ar. 

The monohydrochloride was converted into the free base in near to theoretical yield by stirring with 2M 
aqueous NaC0 3 (200 cm 3 ) for 18 hours at 70°C, collecting the solid, washing it with water and drying over an- 
hydrous calcium chloride as previously described. 5,6,5',6'-tetramethyl-2,2'-bibenzimidazole (14.5g, obtained 
as described) was stirred at 25°C with dry methylene chloride (200 cm 3 ) and dry pyridine (30 cm 3 ). To this sus- 
pension, tridecyl chloroformate (28.9g, prepared as described in Example 1 of EP 196,153A) was added over 
30 minutes, during which time the reaction temperature rose to 32°C. The mixture was stirred for a further 18 
hours, diluted with hexane (100 cm 3 ) and extracted with water (100 cm 3 ) in a separating funnel. The hexane 
solution was successively extracted with aqueous 1M HCI (4 x 200 cm 3 amounts) and then with water (4 x 200 
cm 3 amounts), dried with anhydrous magnesium sulphate, treated with active carbon and filtered. The solvents 
were distilled by thin film evaporation, finally at 90°C and 0.5 mm Hg mercury pressure, leaving a pale yellow 
oil (34.0 g). The structure was confirmed to be a mixture of 

1,1'-bis(tridecyloxycarbonyl)-5,^ by measurement of the proton NMR 

spectrum using a solution in deuterochloroform with tetramethylsilane as internal standard. This showed peaks 
at: 

(delta-value, multiplicity, number of protons and assignment given) 



0.5-1.8. 


multiples, 


50. 


c i2 H 25 e rou P s ; 


2.33, 


singlet, 


6. 


CH 3 -aryl; 


2.38. 


singlet, 


6, 


CH 3 -aryl; 


4.1. 


multiplet. 


4. 




7.51. 


singlet, 


2. 


H-aryl; 


7.80, 


singlet, 


2. 


H-aryl. 



The purity of the composition was estimated by potentiometric titration of a sample with 0.1M perchloric 
acid in glacial acetic acid solution (when the compound behaved as a monoacid base) and found to be 84% 
of theoretical for molecular weight 743.1 . The purity of the composition was also estimated by contacting a sol- 
ution containing 0.7604 g of the compound in 10 cm 3 of SOLVESSO 1 50 with an aqueous solution containing 
about 300 gdnrr 3 of zinc chloride when it was found that 5 cm 3 of the organic solution had extracted 0.0271g 
of zinc, that is 81% of theoretical for a complex of 1:1 stoichiometry. 

EXAMPLE 2 

The preparation of a mixture of 1,1'-bis(tridecyloxycarbonyf )-dimethyl-2,2'-bibenzimidazoles in which 
each benzene ring contains a methyl group in the 5- or 6- position. 

3,4-Diaminotoluene (100.8g) was dissolved in methanol (600 cm 3 ) at room temperature. The solution was 
stirred while methyl 2.2.2-trichloroacetimidate (70.6g) was added in a manner similar to that described in Ex- 
ample 1. The mixture was allowed to cool and was stirred at room temperature for 36 hours, then diluted with 
water (1 .5 dm 3 ) and filtered. The solid was added again to water (1 dm 3 ) stirred at room temperature and filtered. 
The solid was added to aqueous 2N sodium carbonate solution (1 dm 3 ) stirred at 70°C for 12 hours, cooled 
and filtered. The solid was repeatedly washed with methanol (3 x 500 cm 3 ) by slurrying and filtering to leave a 
pale tan coloured solid. This solid was treated with activated carbon, recrystallised from boiling dimethylforma- 
mide, and dried, yielding 49g of 5,5'-dimethyl-2,2'-bibenzimidazole. By this method the free base rather than 
the monohydrochloride was isolated (found CI <0.2%). 

The structure was confirmed by measurement of the proton NMR spectrum using a solution in trifluoracetic 
acid with tetramethylsilane as internal standard. This showed peaks at (delta-value, multiplicity, number of pro- 
tons, and assignment given) 
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2.68, singlet, 6, CH 3 -Ar; 

7.60-8.05, multiplet, 6, H-Ar ; 
12.75, singlet, 2, H-N. 



5,5'-Dimethyl-2,2'-bibenzimidazole (41.42g, obtained as described) was reacted with tridecylchlorofor- 
mate (78.85g) as in Example 1, to give light amber coloured oil (78.5g). The structure was confirmed to be a 
mixture of 1.1'-bis(tridecyloxycaroon isomers by measurement of 

10 the proton NMR spectrum using a solution in deuterochlorofonm with tetramethylsiiane as internal standard. 
This showed peaks at 

(delta-value, multiplicity, number of protons and assignment given) 



0.5-1.8, multiplet 50, C 12 H 2 5 S rou P s ' 

2.46, singlet, 3, 3CH 3 -aryl; 

2.53, singlet, 3, CH^aryl; 

4.2 br multiplet, 4, C]J o 0- ; 

20 2 

7.1-8.0, multiplet, 6, H-aryl. 

The purity of the mixture of isomers was estimated by potentiometric titration as in Example 1 and was found 
to be 85.7% of theoretical for molecular weight 715.0. 

EXAMPLE 3 



The preparation of a mixture of l.l'-bisOsodecyloxycarbonylHimethyl^^-bibenzimidazole in which each 
benzene ring contains a methyl group in the 5- or 6-position. 

30 3,4-Diaminotoluene (252g) and concentrated hydrochloric acid (4 cm 3 ) were dissolved in methanol (700 

cm 3 ) and heated slowly to reflux while stirring. Trichloroacetonitrile (1 44.4g) was added slowly dropwise to main- 
tain a steady reflux rate. After completion of the addition, the mixture was refluxed for 5 hours and then left for 
48 hours at room temperature. The mixture was filtered, the solid which was collected was slurried in a mixture 
of warm (35°C) water (1 .5 dm 3 ) and methanol (200 cm 3 ) for 1 0 minutes. The stirred slurry was adjusted to pH 

35 9 with concentrated ammonia solution (60 cm 3 , 0.880 SG) and stirred for a further 15 minutes. The solid was 
filtered off, washed with warm water (1 dm 3 ) and dried at 60°C overnight in a vacuum oven under a water va- 
cuum to give 144.5g of solid. This solid was slurried in methanol (750 cm 3 ) for 2 hours, left to stand without 
stirring overnight, filtered and dried at 60°C overnight in a vacuum oven under a water vacuum to give a yellow 
tan powdery solid (116g). Analysis by HPLC proved it to be 5,5'-dimethyl-2,2'-bibenzimidazole with a purity of 

40 97% theory for molecular weight of 262.3. 

5,5'-Dimethyl-2,2'-bibenzimidazole (52.5 g, obtained as described herein) was reacted with isodecylchlor- 
oformate (88.3g, prepared from commercial mixed isodecanol as described in Example 5 of EP 1961 53) using 
the procedure described in Example 1 , to give a viscous amber coloured oil (1 20g). The structure was confirmed 
to be a mixture of 1 ( 1'-bis-(isodecyloxycarbonyl)-5(6),5'(6>dimethyl-2 f 2'-bibenzimidazoles by measurement 

45 of the proton NMR spectrum using a solution in deuterochloroform with tetramethylsiiane as internal standard. 
This showed peaks at 

(delta-value, multiplicity, number of protons and assignments given) 

50 



55 
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0.6-1.7, 


mulciplet , 


38, 


C 9 H 19 S rou P s i 


2.50, 


singlet & 






2.55, 


singlet , 


total 6, 


ca 3 -aryl; 


4.2, 


multiplet, 






7.25, 


multiplet. 


2. 


H-aryl ; 


7.6, 


singlet & 






7.7, 


doublet. 


total 2, 


H-aryl; 


7.9, 


multiplet , 


2, 


2H-aryl. 



The purity of the mixture of isomers was estimated by potentiometric titration as in Example 1 and was found 
is to be 96.2% of theoretical for molecular weight 630.9. 

EXAMPLE 4 

The preparaton of a mixture of 1,r-bis(isooctadecyloxy<^rbonyl)-dimethyl-2,2'-bibenzimkjazoles in which 

20 each benzene noo. contains a methyl group in the 5- or 6- position. 

5.5*-D«netrv-2^-^benzimidazole (52.5g, prepared as described in Example 3) was stirred in pyridine 
(400 cm 3 ) at room temperature for 30 minutes. Isooctadecyl chloroformate 207g, (prepared as described in Ex- 
ample 2 of EP 196.1 53A) was added over 45 minutes, during which time the reaction temperature rose to 40°C. 
The mixture was stirred at room temperature for a further 3 hours, neutralised with concentrated hydrochloric 

25 acid (400 cnV> to pH 2.5, diluted with hexane (400 cm 3 ) and stirred for a further 15 minutes. The mixture was 
filtered and the hcaane solution was then extracted with aqueous 1 molar hydrochloric acid (300 cm 3 ) in a sep- 
arating funnel The he*ane solution was then extracted successively with brine (NaCI solution containing 180 
gdm 3 Nad) tM acid free (3 x 350 cm 3 to pH 6), dried with anhydrous magnesium sulphate, treated with acti- 
vated carbon and filtered. The solvent was distilled by thin film evaporation, under reduced pressure (0.2 mm 

30 Hg at 95°C for two hours) leaving a pale yellow very viscous oil (21 9g). The structure of this material was con- 
firmed to be a mixture of 1,1'-bis(isooctadecyloxy-carbonyl)-5(6),5'(6')-dimethyl-2,2'-bibenzimidazoles by 
measurement of the proton NMR spectrum using a solution in deuterochloroform with tetramethyls8ane as in- 
ternal standard. Th#s showed peaks at: 

(delta value, multiplicity, number of protons and assignment given) 
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cocal 2, 
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2. 


H-aryl. 



The purity of the compound was estimated by potentiometric titration, as described in Example 1 and found 
so to be 83% of theoretical for molecular weight 851.3. 

COMPARATI VE EXAMP LE A 

The preparabon of a mixture of 1 , 1 '-bis(tridecyloxycarbonyl)-dimethyl-2,2'-bibenzimida2oles in which each 
55 benzene ring contains a methyl group in the 4- or 7-position. 

2,3-Diaminotoluene (20g. 0. 16 moles) and concentrated hydrochloric acid (0.5 cm 3 ) were stirred in metha- 
nol (100 cm 3 ) and tncnioroacetonitriie (8 cm 3 ) was added dropwise over the course of 20 minutes. The mixture 
was heated under reflux for 18 hours. On cooling the reaction mixture was brought to pH 9 by the addition of 

11 



SDCCID: <EP 0513966A2_I_> 



EP 0 513 966 A2 



dilute ammonia solution, the slurry was stirred for 15 minutes and then the solid was collected by filtration. The 
solid was twice slurried with 100 cm 3 of water, filtered and dried at 60°C overnight in a vacuum oven under a 
water vacuum. 

4,4'-Dimethylbibenzimidazole (5.53g) was stirred In pyridine (40 cm 3 ) and reacted with tridecylchlorofonmte 
(5.54g) and the product recovered as generally described in-Example 4 to yield a greenish yellow oil. The oil 
was identified by its proton NMR spectrum as a mixture of 1,1'-bis(tridecyloxycarbonyl)-4,(7),4'(7 , )-dimethyl- 
bibenzimidazole isomers using a solution in deuterochloroform with tetramethyisilane as internal standard. This 
showed peaks at: 

(delta-value, multiplicity, number of protons and assignments given) 



0.6-1.8, 


multiplet, 


50. 


C 12 H 25 Sroups; 


2.6. 


singlet, 


6. 


CH 3 -aryl; 


4.1. 


multiplet, 


4. 




7.15, 


doublet , 


2. 


H-aryl; 


7.26. 


2xdoublet, 


2. 


H-aryl (6 -position) ; 


7.85, 


doublet, 


2, 


H-aryl. 



EXAMPLES 5 TO 8 and COMPARATIVE EXAMPLE B 

The ability of the compositions of Examples 1 to 4 (hereinafter referred to as Extractants 1 to 4) and in Com- 
parative Example A (Extractant A) to extract zinc from aqueous solutions containing chloride ion was investi- 
gated by the following general method. 

An aqueous solution was prepared which was 0.6M in zinc chloride (39 gdrrr 3 zinc), 0.1 M in H CI and which 
contained 626.5 gdrrr 3 CaCI 2 dihydrate. A portion of this solution was stirred vigorously for 1.5 minutes at am- 
bient temperature with an equal volume of a solution which was a 0.2M solution of the extractant in the aromatic 
hydrocarbon solvent SOLVESSO 150. The layers were allowed to separate and were separately analysed for 
zinc content The transfer of zinc from the aqueous to the organic phase was calculated as a percentage of 
the amount that could theoretically be taken up by the extractant (L), assuming the formation of a complex 
LZnCI 2 . The results obtained are set out in Table One, together with results obtained using the Extractant A. 



TABLE ONE 



Examp le [ 
or Comp | 
Example | 


Extractant 


X Theoretical zinc update 


5 | 


1 


87. 6X 


6 | 


2 


56. IX 


7 | 


3 


63. 3X 


8 | 


4 


36.22 


B | 


A 


0.0 



It will be observed that Extractant 1 (tetramethyl derivative) is a more powerful extractant for zinc than the 
Extractant 2 [5,(6), 5'(6>dimethyl derivative]. It will also be observed that the nature of the alkyloxycarbonyl 
group affects the amount of zinc extracted under the test conditions. The use of the 4(7),4'(7')-dimethyl deriv- 
ative, Extractant A, results in no extraction of zinc, indicating the effect of the position of the methyl substituent 
in the benzene ring. 
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EXAMPLES 9 TO 11 
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These examples demonstrate the selectivity of Etractants 2 to 4 for zinc over iron and other metals. 

An aqueous feed solution was prepared simulating one that might be obtained by i) leaching a zinc bearing 
complex ore with ferric chloride solution and ii) removing most of the copper originally present in the leach liquor 
by solvent extraction and cementation. Portions of this aqueous feed solution were contacted by vigorous stir- 
ring for one hour at 25°C with equal volumes of 0.25M solutions of the extractants in the high flash point hy- 
drocarbon diluent Escaid.100. The phases were allowed to settle and portions of each organic phase sampled 
and analysed quantitatively for the metals known to be present in the aqueous feed. The results are as shown 
in Table Two. 



TABLE TOO 



15 



20 



25 



| Example | 


Solution 
fa) 




Metals 








| Zn 


I Fe(II) 


1 ?b 


| Sb 


| Cu 




Aq 


| 50,000 


(110,000 


| 1500 


1 25 


1 25 


9 | 


Org 2 


| 12,500 


1 12 


1 <1 


| <10 


1 18 


10 | 


Org 3 


| 12,500 


| 5 


1 <1 


| <10 


1 19 


11 | 


Org 4 


| 11,000 


1 1 


1 <1 


<10 


1 11 1 



30 



35 



Notes To Table Two 

Aq is the aqueous feed solution 

Org 2 is 0.25M solution of Extractant 2 in Escaid 100. 
Org 3 is 0.25H solution of Extractant 3 in Escaid 100. 
Org 4 is 0.25M solution of Extractant 4 in Escaid 100. 
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EXAMPLE 12 

This example illustrates the utility of Extractant 2 in a solvent extraction process for recovery of zinc based 
on extraction from a zinc bearing feed solution and stripping the zinc back into an aqueous stream of a type 
from which zinc may be subsequently recovered, for example by electrowinning. 

Portions of an aqueous zinc bearing solution containing 50 gdnrr 3 zinc, 5 gdrrr 3 HCI, and a total chloride 
ion concentration of 5.5M were contacted at a range of organic to aqueous phase ratios with 0.25M solution 
in Escaid 100 of Extractant 2. Stirring was maintained for one hour at a temperature of 25°C after which the 
phases were allowed to settle and then separated. Each organic and aqueous phase was analysed for zinc. 
The results are as shown in Table Three. 
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Organic to aqueous | 






















1 




voiune ratios | 


12:1 


6:1 


3: 


1 


2: 


1 


1: 


1 


1:3 




6 | l: 
I 


8 


Zinc in organic f 


3.06 


5.43 


8. 


30 


9. 


95 


11. 


56 


12.59 


12. 


96|13. 


02 


(gda 3 ) | 






















1 




Zinc in aqueous | 


11.96 


17.42 


24. 


38 


29. 


81 


38. 


96 


45.60 


47. 


80|49. 


09 


(gda°) | 






















1 





The faculty of stripping zinc from the zinc loaded extractant phase to produce a concentrated zinc electrolyte 
solution was Demonstrated as follows. A 0.25M solution, in Escaid 100, of Extractant 2, was loaded with zinc 
to a level of 13 0 gdm * by two successive contacts, each with an equal volume of an aqueous solution con- 
20 taming 50 gdm » zinc, and 5.5M in chloride ion. Portions of the zinc loaded organic solution were contacted at 
various volume ratios with an aqueous strip solution containing 30 gdm- 3 of zinc, as zinc chloride, and 5 
gdm 3 hydrochftonc acid Contacting was carried out by stirring vigorously at 60°C for one hour, after which the 
phases wet e i^uwod to settle and separate. Both phases were analysed for zinc. The results are shown in Table 
Four. 
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TABLE FOUH 





1 


1 1 


1 






Organic to aqueous phase 


ratio | 6:1 


1 2:1 | 


1:1 | 


1 


2 


_ 3 

Zinc in organic (gdm ) 


1 5.88 


1 2.81 | 


1.70 | 


1 


14 


Zinc in aqueous (gdm"" 3 ) 


|74.7 


|51.7 | 


41.8 | 


36 


4 



Example 13 

40 The procedure of Example 12 was repeated with the exception that the aqueous strip solution contained 

30 gdm 3 zinc, a* zinc chloride, 5 gdm- 3 HCI and 110 gdm- 3 sodium chloride. This strip solution represents a 
possible spent electrolyte from an electrowinning process. The results are shown in Table Five. 



TABLE FIVE 



I 

Organic Co aqueous phase ratio | 6:1 


1 1 

1 2:1 | 


1 

1:1 | 


1 


2 


Zinc in organic (gdm ) | 7.15 


1 *.31 | 


3.03 | 


2 


.48 


Zinc in aqueous (gdm" ) | 65 . 7 


1*8-3 | 


39.9 | 


35 
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Claims 

1. A composition of bibenzimidazoles of the Formula (I): 



10 




(i) 



wherein 

X & Y which may be the same or different and, taken together, contain a total of from 12 to 52 satu- 
is rated carbon atoms, are (a) each selected from -R, -COR, -CH 2 COOR, -CH(COOR) ? and - 

COOR; or (b) together form a group selected from 



-CO -CO J -CO 

I i and i 

CH-COOR ' n 1 

j -CH-R -CH-COOR 

-CO 



2$ wherein 

R is an optionally substituted hydrocarbyl group, 
A & B taken together with the two carbon atoms to which they are linked form an optionally substi- 

tuted benzene ring; and 

C & O taken together with the two carbon atoms to which they are linked form an optionally substi- 
3c tuted benzene ring; 

characterised in that at least 50% by weight of the bibenzimidazoles in the composition are of Formula 
(») 



35 




(II) 



X Y 

40 

wherein 

X and Y are as hereinbefore defined; 

T. U. V & W which may be the same or different, are H, R 1 or OR 1 provided at least one of T, U, V 

& Wis Ri or OR'; 
45 and R 1 is C^alkyl. 

2. A composition comprising a compound of Formula (lla) and a compound of Formula (lib) in a weight ratio 
of at least 3 to 1; respectively 
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( I la) 
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(Hb) 



wherein 

Q 1 , Q 2 , Q 3 and Q 4 are each independently H, alkyl or alkoxy; 
X and Y are as defined in Claim 1 ; and 

one of the groups represented by Q 5 and one of the groups represented by Q 6 are each methyl and 
all remaining groups represented by Q 5 and Q 6 are H; 
provided that at least one of Q\ Q 2 f Q 3 and Q 4 is alkyl or alkoxy. 

A composition according to Claim 2 which is free or substantially free from any compound of formula (lib). 
A compound of Formula (II) 




(ii) 



X Y 

wherein 

X and Y are as defined in Claim 1; 

T, U. V & W which may be the same or different are C^alkyl or C^alkoxy. 

A composition or compound according to any one of Claims 1 to 3 wherein X and Y are both -COOR. 

A compound or composition according to any one of Claims 1 to 4 carrying at least one group R 1 or OR 1 
on each benzene ring. 

A composition according to Claim 1 or Claim 2 wherein the compound of Formula (II) or (I la) is selected 
from 

1 J'-bis(tridecyloxycarbonyl)-5,5',6,6'-tetramethyl-2,2'-bibenzimidazole; 
1 f 1'-bis(tridecyloxycarbonyl)-5(6),5'(6')-dimethyl--2,2'-b»benzimidazole; 
1 ,1 '-bis(isodecytoxycaritonyl)-5(6)^^ 

1,1'-bis(isooctadecyloxycarbonyl)-5(6) f 5'(6')-dimethyl-2,2'-bibenzimidazole 

The compound 1.r-bis(tridecyloxycarbonyl)-5,5',6 f 6'-tetramethyl-2 f 2'-bibenzimidazole. 

A process for extracting metal values from aqueous solutions containing metal salts by contacting the aqu- 
eous solution with a solution in a water-immiscible organic solvent of a composition or compound accord- 
ing to any one of Claims 1 to 8. 

A process according to Claim 9 wherein the aqueous solution is one containing halide or pseudo halide 
anions. 

A process according to Claim 9 or Claim 10 wherein the aqueous solution contains salts of zinc, in the 
presence of salts of one or more metals selected from iron, lead and cadmium. 
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